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Reaction of Benzamidine with NO. Benzamidine (5.00 g, 41.7 mmol) was suspended in 300 mL of anhydrous diethyl ether and the solution was reacted with NO for 48 h at room temperature as reported. 1 The product was isolated by filtration, washed with ether, and recrystallized by dissolving in basified water (1-2 drops of 0.1M NaOH in 15 mL water) and precipitating by addition of acetone to yield 5.83 g (47% yield) of the benzamidinium salt of Ndiazeniumdiolated benzamidine 2 (Found C, 55.59; H, 5.34; N, 27.45. C 14 H 16 9, 165.6, 137.6, 134.6 (2C), 133.8, 131.9, 131.8, 131.5, 131.3, 130 .1 (2C), 129.3, 129.1; λ max (0.1 M NaOH)/nm 229 (ε/dm 3 mol -1 cm -1 27 500).
Benzamidinium salt 2 (5.00 g, 16.7 mmol) was added in one portion to a stirred solution of 25 wt% of sodium methoxide in methanol (3.61 g, 16.7 mmol) in 10 mL of anhydrous methanol at 0 o C. Initially, a clear solution was obtained and on stirring for 45 min at the same temperature, a pale white solid precipitated out. Filtration of the solid, followed by washing with ether and recrystallization from methanol -ethyl acetate afforded 3.00 g (89% yield) of the sodium salt of N-diazeniumdiolated benzamidine 3a. The degree of hydration of this product varies from preparation to preparation because, as many free diazeniumdiolates do, it dissociates spontaneously under high vacuum and thus can not be completely dried. (Found C, 40.37; H, 3.93; N, 26.34. C 14 H 16 Found C, 47.96; H, 5.27; N, 24.72. C 9 H 12 6, 170.0, 169.5, 169.3, 161.3, 132.6, 132.0, 128.8 (2C), 127.1 (2C), 100.4, 72.7, 72.4, 69.4, 67.8, 61.5, 20.7, 20.6, 20.5 (2C) ; λ max (EtOH)/nm 274 (ε/dm 3 mol -1 cm -1 8 900). with stirring. The reaction mixture was then allowed to warm to room temperature and stirred for an additional 10 h, followed by extraction with ethyl acetate (3x15 mL). The combined organic layers were then washed with water and dried over anhydrous sodium sulfate. The solvent was evaporated under reduced pressure and the crude product was purified on a silica gel column (hexanes:ethyl acetate:triethylamine 40:59.5:0.5) to afford 0.39 g (58.5% yield) of 8 dimethylformamide was slowly added to the reaction mixture and then it was allowed to warm to room temperature and stirred for an additional 10 h, following which the reaction mixture was Single-crystal X-ray Diffraction Analysis of 4 and 9. Single-crystal x-ray diffraction data on compounds 4 and 9 were collected using MoKα radiation and a Bruker APEX-2 CCD area detector. After data collection corrections were applied for Lorentz, polarization, and absorption effects. The structures were solved by direct methods and refined by full-matrix least squares on Figure S1 . The molecular structure and numbering scheme for 4.
Crystal data and structure refinement for 4. Atomic coordinates ( x 10 4 ) and equivalent isotropic displacement parameters (Å 2 x 10 3 ) for 4. U(eq) is defined as one third of the trace of the orthogonalized U ij tensor. ______________________________________________________________________________ __ x y z U(eq)
N (1) 1641 (1) 2484 (1) 1186 (1) 50 (1) O (1) 2376 (1) 2950 (1) 683 (1) 71(1) N (2) 2024 (1) 1696 (1) 1646 (1) 59(1) N (3) 307 (1) 2862 (1) 1340 (1) 52 (1) O (2) 3372 (1) 1448 (1) 1481 (1) 71(1) C (3) 3848 (2) 590 (2) 2012 ( (1) 3022 (1) 1474 (1) 59(1) C(4') -3892 (2) 3433 (2) 1624 (1) 71(1) C(5') -4408 (2) 4356 (2) 1215 (1) 77(1) C(6') -3632 (2) 4875 (1) 654 (1) 74(1) C(7') -2347 (2) 4460 (1) 493 (1) 61 ( 0.9600
0.9300 C(6')-C(7') 1.378(2) C(6')-H(6'A) 0.9300 C(7')-H(7'A) 0.9300
119.52(12) C(3')-C(2')-C(1') 120.66(11) C(7')-C(2')-C(1') 119.81(11) C(4')-C(3')-C(2') 120.07(13)
119.9 C(6')-C(5')-H(5'A) 119.9 C(7')-C(6')-C(5') 120.25(14) C(7')-C(6')-H(6'A) 119.9 C(5')-C(6')- H(6'A) 119.9 C(6')-C(7')-C(2') 119.98(14) C(6')-C(7')-H(7'A) 120.0 C(2')-C(7')-H(7'A) 120.0 _____________________________________________________________________________ Anisotropic displacement parameters (Å 2 x 10 3 ) for 4. (1) 52 (1) 91 (1) 72 (1) 25 (1) 7(1) 2(1) N (2) 62 (1) 63 (1) 53 (1) 4(1) -1(1) 11(1) N (3) 49 (1) 60 (1) 46 (1) 0(1) 0(1) 5(1) O (2) 65 (1) 84 (1) 64 (1) 5(1) -4(1) 25(1) C (3) 117 (2) 90 (1) 95 (1) 
59 (1) 67 (1) 51 (1) 0 (1) 3 (1) 5(1) C(4') 59 (1) 92 (1) 62
58 (1) 88 (1) 85 (1) -32(1) -10(1) 21(1) C(6') 74 (1) 61 (1) 86 (1) -9(1) -19 (1) 18(1) C(7') 64 (1) 52 (1) 67 (1) Crystal data and structure refinement for 9. C(19) 4842 (1) 1202 (1) 4628 ( (2) 15 (1) 18 (1) 20(1) -1(1) 3(1) 0(1) O (2) 15 (1) 23 (1) 22(1) 0(1) 5(1) 1(1) N (3) 14 (1) 18 (1) 20(1) -1(1) 3(1) -2(1) C (3) 23 (1) 20 (1) 21(1) -1(1) 7(1) 3(1) C (4) 21 (1) 18 (1) 18(1) -1(1) 7(1) 1(1) C (5) 19 (1) 23 (1) 25(1) -1(1) 3(1) -3(1) C(6) 27 (1) 19 (1) 33(1) -1(1) 1(1) -5(1) C (7) 27(1) 20(1) 34(1) 1(1) 1(1) 1(1) C (8) 20 (1) 23 (1) 32(1) -3(1) 0(1) 0(1) C (9) 22 (1) 18 (1) 26(1) -3(1) 6(1) -3(1) C (10) 14 (1) 19 (1) 14 (1) (17) 20 (1) 15 (1) 36(1) -1(1) -2(1) 0(1) C (18) 24 (1) 18 (1) 29 (1) -4(1) -7(1) 1(1) C(19) 21 (1) 18 (1) 20 (1)
